Synthesis conditions and procedure for compounds 2 to 7
[Cu 2 (4,4-dmbpy) 2 
(-OH)(-OH 2 )(-O 2 CH)](ClO 4 ) 2 (2)
A warmed methanol solution (10 ml) of 4,4-dmbpy (0.184 g, 1.0 mmol) was added to a warmed aqueous solution (20 ml) of Cu(ClO 4 ) 2 •6H 2 O (0.370 g, 1.0 mmol). Then an aqueous solution (5 ml) of NaO 2 CH (0.204 g, 3.0 mmol) was slowly added. The mixture was warmed with adding DMF (2 ml), yielding a clear dark blue solution. On slow evaporation at room temperature for 5 days, the product 2 was isolated as dark blue block-shaped crystals. The crystals were filtered off, washed with the mother liquid and air-dried. Yield: ca. 53%. Anal. Calc. for C 25 H 28 Cl 2 Cu 2 N 4 O 12 : C, 38.84; H, 3.26; N, 7.01. Found: C, 38.76; H, 3.62; N, 7 .23%.
[Cu 2 (4,4-dmbpy) 2 (-OH)(-OH 2 )(-O 2 CCH 3 )](ClO 4 ) 2 (3)
A warmed methanol solution (10 ml) of 4,4-dmbpy (0.184 g, 1.0 mmol) was added to a warmed aqueous solution (20 ml) of Cu(ClO 4 ) 2 •6H 2 O (0.370 g, 1.0 mmol). Then an aqueous solution (5 ml) of NaO 2 CCH 3 (0.204 g, 3.0 mmol) was slowly added. The mixture was warmed with adding DMF (2 ml), yielding a clear dark blue solution. On slow evaporation at room temperature for 5 days, the product 3 was isolated as blue block-shaped crystals. The crystals were filtered off, washed with the mother liquid and air-dried. Yield: ca. 46%. Anal. : C, 39.57; H, 3.84; N, 7.10. Found: C, 39.83; H, 3.16 ; N, 7.51%.
Calc

[Cu 2 (5,5-dmbpy) 2 (-OH)(-OH 2 )(-O 2 CC(CH 3 ) 3 )](ClO 4 ) 2 (5)
A warmed methanol solution (10 ml) of 5,5-dmbpy (0.184 g, 1.0 mmol) was added to a warmed aqueous solution (20 ml) of Cu(ClO 4 ) 2 •6H 2 O (0.370 g, 1.0 mmol). Then solid NaO 2 CC(CH 3 ) 3 (0.204 g, 3.0 mmol) was slowly added. The mixture was warmed with adding DMF (2 ml), yielding a clear dark blue solution. On slow evaporation at room temperature for a week, the product 5 was isolated as dark blue block-shaped crystals. The crystals were 
[Cu 2 (5,5-dmbpy) 2 (-OH)(-OH 2 )(-O 2 CCH 3 )](CF 3 SO 3 ) 2 (6)
A warmed methanol solution (10 ml) of 5,5-dmbpy (0.184 g, 1.0 mmol) was added to a warmed aqueous solution (20 ml) of Cu(CF 3 SO 3 ) 2 (0.361 g, 1.0 mmol). Then solid NaO 2 CCH 3 (0.204 g, 3.0 mmol) was slowly added. The mixture was warmed with adding DMF (2 ml), yielding a clear dark blue solution. On slow evaporation at room temperature for 7 days, the product 6 was isolated as dark blue block-shaped crystals. (7) A warmed methanol solution (10 ml) of 5,5-dmbpy (0.184 g, 1.0 mmol) was added to a warmed aqueous solution (20 ml) of Cu(CF 3 SO 3 ) 2 (0.361 g, 1.0 mmol). Then solid NaO 2 CCH 2 CH 3 (0.204 g, 3.0 mmol) was slowly added. The mixture was warmed with adding DMF (2 ml), yielding a clear dark blue solution. On slow evaporation at room temperature for 6 days, the product 7 was isolated as violet block-shaped crystals. The crystals were filtered off, washed with the mother liquid and air-dried. Yield: ca. 30%. Anal. Table S1 . Crystallographic and refinement data for compounds 1-7 (2) 150 (2) 100 (2) 173 (2) 100 (2) (1) Cu (1) 
